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(54) A colorant liquid product for decorating ceramic tiles 



(57) A colorant liquid product for decoration of ce- 
ramic tiles is a liquid mixture containing: A) a chemical 
organic derivative with wetting properties, preferably a 
glycol; B) an inorganic or metal-organic salt having a 
chromophore action; C) a water-soluble synthetic resin 
having a lubricating action; and D) a solvent. A surface 
to be decorated of a ceramic base is prepared by receiv- 
ing a bottom coat of glaze and then is treated with a 



waterproofing material. The liquid product can be used 
as it is or can be mixed with ceramic powders to form a 
paste which is applied, using a silk screen or a roller, on 
the waterproofing layer so as to form a decoration. This 
is then wetted with a liquid, causing a diffusion of the 
chromophore salts contained in the product. 
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Description 

[0001] The prior art teaches printing processes for reproducing images on ceramic tiles, which processes include 
silk screening, direct printing, rotogravure, etc. according to which a layer of colorant powders is distributed on the 
5 glazed upper surface of the tile itself. Known inks for ceramic decoration are generally composed of a solid phase, 
constituted by vitreous colorant powders, and a relatively viscous and colourless liquid phase without inorganic sub- 
stances such as, in particular, metals and oxides. 

[0002] The powder is the substance which, due to the effect of the firing process, vitrifies the glaze, creating an image 
on the tile composed of one or more colours corresponding to the zones thereof on which it is applied. 
10 [0003] The liquid phase essentially functions as a vehicle for the transport of the vitreous powders during the printing 
process The liquid phase generally comprises a mixture of water and at least one other wetting organic component 
(for example a glycol) which favours the dispersion of the powders throughout the liquid and improves compound 

[OOM] 7 The present invention, through for example a simple silk-screening application (roller or direct), makes pos- 
15 sible a contemporaneous realization on a glazed tile surface of both a design and a coloration of all or nearly all the 
glazed surface. In another known process for decorating vitrified stoneware tiles, a colorant liquid product is distributed 
over the unglazed upper surface of a vitrified stoneware tile base. The colorant is generally constituted by a solution 
thickened with chromophore metal-organic salts. This known process is based on the absorption and the penetration 
of the colorant product into the mass of the ceramic tile base, which is then fired and sanded. 
20 [0005] The present invention makes available a a colorant liquid product which is particularly suitable for realizing 
aesthetically-pleasing decorations on ceramic tiles which can provide interesting and innovative ornamental effects 
with respect to the prior art, f 
[0006] This aim and more besides are all attaineed by the present invention as it is characterised in the appended 

claims. 

25 [0007] Further characteristics and advantages of the present invention will better emerge from the detailed descrip- 
tion that follows of a preferred but non-exclusive embodiment of the invention. 

[0008] There follows a description of a process for use of the product of the invention for the decoration of a slab- 
shaped ceramic base. The ceramic base can be of any type, such as for example a tile obtained from double-firing or 
single-firing, a vitreous stoneware tile or a monoporous tile, etc. 
30 [0009] The process comprises the following phases: 

1) the forming on an upper glazed and non-vitrified surface of a tile of a waterproof or semi-waterproof surface, 
by means of the application of a continuous and insulating layer of an appropriate material, either waterproof or 
semi-waterproof; 

35 2) the application on the waterproof or semi-waterproof surface, and in predetermined zones thereof, and with the 

intention of forming a decoration thereon, of a further layer of a mixture comprising at least chromophore salts 
suspended in a liquid medium; 

3) wetting the decoration with a determined quantity of liquid, in order to cause displacements on the upper surface 
of the tile of the chromophore salts contained in the decoration itself; 
40 4) drying and firing the product thus obtained. 

[001 0] There follows a detailed description of the realization of monoporous tiles following the process of the present 
invention. 

[001 1 ] Before applying the waterproof layer, as described in phase number 1 ) above, a first layer of glaze is distributed 
45 over the upper surface of the tile in order to lay an undercoat. A further application of glossy transparent glaze is then 
applied. 

[001 2] The glazed surface thus obtained can be decorated with one or more silk-screen applications, using Known- 
type inks composed of colorant powders and a traditional medium. 

[001 3] Subsequently phase 1 ) is carried out, in which an aerograph is used to spray a waterproof insulating layer so 
so as to obtain a continuous and uniform cover. This covering coat can be composed of a vinyl-based material (for example 
CERASOL P25 diluted with water at a 1 :3 ratio), a silicone-based material (for example DS 22 diluted from 1:1 to 1 : 
3) or another type. It is preferable to form a coat constituted by a slim and continuous film covering the whole upper 
surface of the tile base. Purely by way of illustration, for each 20x25 cm. tile three or four grams of waterproofing can 
be used. 

55 [001 4] The insulating layer, whether waterproof or semi-waterproof, can be realised by means of the application or 
a glaze having a waterproof ing additive. 

[001 5] In phase 2), a decoration is realized on the waterproof coating, the decoration being realized using a mixture 
composed of a liquid colorant product and ceramic powders. The liquid colorant is preferably the product which will be 
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prevent (or in at least to obstruct) penetration and absorption of the chromophore salts into the body of the tile. 
[0037] The decoration is deposited on the waterproofed surface and then wetted and then, if so desired, blown, as 
described in the foregoing. 

[0038] There now follows a description of an example embodiment of the liquid product of the invention, which com- 
5 prises a mixture of the following substances: 

a) An organic wetting substance, of known type, preferably comprising a glycol derivative, chosen for example 
from a glycol, polyglycoi and glycerine, or a mixture thereof. This substance is present in the product in a percentage 
weight of not less than 5%. It is however preferable that the percentage content of this substance does not exceed 
10 50%. Substance a) favours the dispersion of the ceramic powders during the liquid medium of the mixture used 

for printing the decoration. 

b. An aqueous solution of one or more metal-organic or inorganic salts, with chromophore action, present in the 
product in a percentage weight of not less than 5%. It is however preferable that the percentage content of this 
substance does not exceed 60%. The above-mentioned percentages refer to a saturated aqueous solution of the 

15 chromophore salts. 

c. A solvent, present in the product in a percentage weight of not less that 20% and not more than 90%. The solvent 
is preferably constituted by water, with an eventual addition of a substance (for example alcohol or ethyl glycol 
able to accelerate drying and evaporation. 

d. A lubricating substance, preferably a water-soluble synthetic resin, the content of which , expressed in percentage 
20 weight, is comprised between 0.2 and 5%. The percentages relate to the dry substance, not diluted in water. The 

lubricating substance has the task of improving paste flowability, which improves its passage through a silk screen, 
for example. 

e. A thickening and suspending agent, preferably a water-soluble synthetic resin, whose content in percentage 
weight is comprised between 0.1 and 5%. The percentages relate to the substance in the dry state. The substance 

25 can be constituted, for example, by a water-soluble organic resin having a high molecular weight. It would however 

be possible to use either an organic or an inorganic compound. The thickening and suspending agent serves in 
particular to obtain a correct cohesion degree between the liquid medium (that is, the colorant product) and the 
solids (that is, the ceramic powders). The thickening and suspending agent also enables a considerable reduction 
in the risk of separation and/or decantation of the ceramic powders contained in the mixture. 

30 f . A fixing substance, preferably a water-soluble synthetic resin, whose content, expressed in terms of percentage 

weight, is comprised between 0.1 and 5%. The percentages relate to the substance in the dry state. The fixing 
substance is added to the product, especially when more than one decoration is to be made. The fixing substance 
is particularly useful for fixing the applied decoration and for preventing any damage thereto, 
g. Asubstance able to perform a liquid retention action, that is, to hold and gradually release a liquid. This substance 

35 preferably comprises a synthetic resin, the content of which, in percentage weight, is comprised between 0.1 and 

5%. The percentages relate to the substance in the dry state. This substance serves in particular to regulate the 
release of chromophore salts during the above-mentioned phase 3) of wetting or washing the decoration. 

[0039] There follows an example of formulation (expressed in percentage weight). 

40 



a. 


glycol derivative = DIETHYLENE GLYCOL 


30 


b. 


saturated aqueous solution of chromophore salts 


30 


c. 


solvent = WATER 


35 


d. 


lubricating substance = NATROSOL 250 HR 


1 


e. 


thickening substance = METHOCEL J 20 


0.2 


f. 


fixing substance = TYLOSE C 30 


0.8 


g 


retaining substance = COATEX RT 2 


3 



so [0040] There follows a description of a preferred process for the preparation of the colorant of the invention. 

[0041] At first the solvent (water) is introduced into a blade mixer. Then the various synthetic resins are added, 
keeping the blades moving. Preferably the resin having least thickening action is added first, then, in an ordered se- 
quence, the resins in order of thickening action. 

[0042] When the various resins have been completely dissolved (after about two hours but possibly longer), the 
55 wetting agent (i.e. the substance described in point a.) is added and mixing continues up until the mixture has assumed 
a homogeneous and treacly consistency. 

[0043] Finally the chromophore solution is introduced (that is, the substance in point b.); this operation must be done 
slowly, with the blades still turning, up until the complex of colorant salts has perfectly amalgamated with the resin 



4 



BNSDOCID: <EP 126481 1A1_I_> 



EP 1 264 811 A1 



described herein below. The ceramic powders are generally vitreous with the addition of colorant oxides. The prepa- 
ration of the colorant mixture includes phases of homogenizing and refining, using known methodologies. 
[0016] The decoration can be applied using known printing processes, such as for example silk-screening, direct 

printing, rotogravure, and so on. ... tu . 

5 [0017] In this phase the waterproof coat has the function of insulating the underlying material - comprising in this 
case the glazed surface distributed before phase 1) - against the decoration, at least until firing. 
[0018] - - In phase.2) several decorations can be applied in.succession on the. tile base, side by.side_oreyeo. HI overlap, 
which would require use of suitable drying processes. 

[0019] In phase 3) a liquid is sprayed on to the decorated surface of the tile, so as to wet the decoration. The liquid 
10 can be for example, water or a mixture of water and CMC, starches, glycols and surface-active agents. 

r0020] ' The liquid distributed on the tile under process wets the previously-applied decoration , causing movement of 
a part of the decoration itself. In other words, the liquid causes a sort of "bleeding" of the decoration deposited on the 
waterproofing coat, and takes along with it (at least partially) the chromophore salts contained in the liquid medium 
part of the decoration. . . 

15 [0021] The chromophore salts, by effect of the bleeding action of the sprayed liquid, are distanced from the original 
deposit zone and are thus spread more or less randomly over the glazed surface of the tile. The quantity of wetting 
liquid applied on the tile can be, for example, between three and five grams for each 20x25 gram tile. 
[0022] Following phase 3) and before phase 4) there can be an intermediate phase in which air is blown on to the 
upper surface of the tile. The blown air removes the excess liquid previously sprayed but still lying on the tile surface. 
20 This operation contributes to further bleeding of the chromophore salts over the surface of the tile and thus a further 
spreading of the colours. 

[0023] In phase 4), the tile is dried in a dry kiln and then fired, according to known methodologies. 
[0024] The drying operation eliminates the humidity present on the glazed surface and halts any movement of the 
salts In phase 4) the ch romophore salts are fixed in the position reached by effect of the previous washing and blowing 
25 actions The decorated surface is conspicuously modified due to the effect of the above-described colour-bleeding 
phenomenon which is caused mainly by the movement of the chromophore salts from the zone where the decoration 
was initially applied to the surrounding zones. The decoration which emerges following washing and blowing, and 
subsequent firing, is characterised by haloes, mottling and chiaroscuro zones. 

[0025] In substance the solution of colorant salts, which has been dispersed by effect of the wetting and blowing of 
30 the glazed surface of the tile, determines a sort of watercolour-type effect, particularly aesthetically pleasing. 

[0026] In obtaining this effect, an important role is played by the waterproofed or semi-waterproofed surface of the 
tile done before depositing the decoration comprising the chromophore salts. In fact, during phase 3), the "washing 
and "bleeding" phase, the colorant salts present in the decoration composition can easily migrate and diffuse over the 

surface of the tile. . . . 

35 [0027] Another advantageous obtainable result with the process consists in the perspective effect of depth in the 

decoration given by the overlapping of the top decoration on the underlying decoration, if present. 

[00281 There follows a description of an embodiment of a colorant liquid, containing chromophore salts, according 

to the present invention. The liquid product is especially suitable for use with the above-described process. 

[0029] The colorant liquid of the invention can be mixed with vitreous ceramic powders to obtain a mixture destined 
40 to be deposited on a ceramic base, generally using known printing methodologies, so as to produce a coloured dec- 

[0030] An important characteristic of the produce is that it can act both as a liquid medium in the preparation of inks 
for printing on ceramic tiles, or as a chromophore agent for modifying the coloration of the surfaces it comes into contact 

with 

45 [0031] In another use process, the product can be applied directly, that is, withoutany preliminary mixing with ceramic 
powders, on the tile surface, obtaining particularly attractive ornamental effects. 

[0032] In other words, decorative images can be obtained on the ceramic base even by depositing the colorant itself 
on the support, without previously mixing it with ceramic powders. 

[0033] In such a case it is preferable to choose a composition of the colorant by virtue of which the product is more 
so fluid and less viscous with respect to the above-described case. The product mightthen be spray-applied, for example^ 
[0034] A further possible use of the liquid product of the invention would be to add to it a determined quantity of 
thickener (for example, the same substance as in phase e) below), to form a paste having certain consistency. Th.s 
paste would then be used to make decorations on a ceramic base. 

[0035] The paste is deposited on the upper surface of the support using known-type means. These means can 
55 comprise, according to the printing process used, a silk screen or an engravure roller, or another device. 

[0036] In both the above cases, where the product is used alone and where the product is used with a thickening 
aqent added before applying the decoration , a bottom coat of glaze is distributed on the upper surface of the tile base, 
on which a continuous and waterproof coating is then applied, with the aim of forming a waterproof surface able to 
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mixture. 
Claims 

5 

1 . A liquid colorant product comprising at least the following substances, mixed together: 

at least 5% in weight of a saturated aqueous solution of at least one salt, either inorganic or metal-organic, 
having a chromophore action; 

10 at least 5% in weight of a substance of known type having a wetting action; at least 20% in weight, and up to 

100%, of a liquid solvent. 

2. The product of claim 1 , characterised in that said wetting substance is an organic product, preferably a glycol. 

is 3. The product of claim 1 or 2, characterised in that the mixture further comprises a water-soluble synthetic resin 
having a lubricating action, in percentage weight comprised between 0.2 and 5%. 

4. The product of any one of claims from 1 to 3, characterised in that the mixture further comprises at least one of 
the following additives: 



20 



25 



30 



35 



40 



45 



50 



a water-soluble synthetic resin having a thickening and suspending action, in percentage weight comprised 
between 0.1 and 5%; 

a water-soluble synthetic resin having a fixing action, in percentage weight comprised between 0.1 and 5%; 
a synthetic liquid-retaining resin, in percentage weight comprised between 0.1 and 5%. 
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